General Procedure for the Synthesis of sulfinamides 6-9. General method. SI-8
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General Methods.
All reactions were run under an atmosphere of dry argon using oven-dried glassware and freshly distilled and dried solvents over activated molecula sieves. TLC was performed on Silica Gel GF 254 (Merck) with detection by charring with phosphomolybdic acid/EtOH. For flash chromatography, silica Gel (Merck 230-400 mesh) was used. Columns were eluted with positive air pressure. Chromatographic eluents are given as volume to volume ratios (v/v). NMR spectra were recorded with a Bruker AMX 500 ( 1 H, 500 MHz) and Bruker Avance DRX 500 ( 1 H, 500 MHz) spectrometers. Chemical shifts are reported in ppm, and coupling constants are reported in Hz. Routine spectra were referenced to the residual proton or carbon signals of the solvent. High-resolution mass spectra were recorded on a Kratos MS-80RFA 241-MC apparatus. Optical rotations were determined with a Perkin-Elmer 341 polarimeter. The organic extracts were dried over anhydrous sodium sulfate and concentrated in vacuo.
Sulfinyl chlorides were obtained by the method reported by Hermann. 1 Opticaly pure alkanesulfinates were prepared as previously described following DAG methodology.
material for the synthesis of N-Alkyl-p-toluenesulfinamides 11 and 12 as previously described.
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General procedure for the synthesis of sulfinamides, 6-9.
To a solution of sulfinate ester, 2-5 (12.6 mmol) in THF (50 mL), at -78º C was added a 1M solution of LiHMDS (15 mL, 15 mmol). The reaction was stirred for 1 hour, then MeOH (20 mL) was added, followed by silica gel and the mixture was stirred for 15 min. After evaporation of the solvent, the residue was purified by flash chromatography (AcOEt to AcOEt:MeOH, 9:1).
(S)-Ethanesulfinamide, 6. General procedure for the Synthesis of N-Alkyl Alkanesulfinamides, 10, 13-16.
To a solution of the corresponding amine (2.2 eq.) in THF at -78ºC, n-BuLi (in hexane, 2.0 eq.) was added. The solution was stirred at -78ºC for 30 min. and then it was added on a solution of the corresponding alkanesulfinate 2-4 (1 eq.) in THF, and it was stirred until all the starting material is consumed (observed by TLC, AcOEt:CH 2 Cl 2 , 1:4), from 0.5 to 1 h. Then it was quenched with saturated NH 4 Cl aqueous solution, extracted with AcOEt, washed with saturated NaHCO 3 aqueous solution and brine. The organic layer was dried over Na 2 SO 4 and the solvent evaporated. The residue was purified by flash chromatography.
(S)-N-tert-Butyl Ethanesulfinamide, 10.
Prepared from tert-butylamine and (S)-DAG ethanesulfinate 2. The enantiomeric excess was determined by HPLC analysis using Daicel Chiracel AD column (flow rate 1 mL/min, iPrOH:Hexane 4:96, t R =10.7 min (10R) and t R = 11.9 min (10S)). To a solution of the corresponding sulfinamide, 6-9, (2 eq.) and isophtaldehyde in THF was added Ti(OiPr) 4 (4 eq.). When the starting material is consumed, the reaction is poured into water, and after stirring, filtered through a plug of celite, and the filter cake was washed with CH 2 Cl 2 . The solvent is removed at vacuo and the residue purified by flash chromatography (AcOEt:Hexane, 1:1, to AcOEt). 
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(S,S)-N,N'-Bis
Synthesis of hexanedialdehyde.
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A solution of cyclohexene (3.0 g, 36.5 mmol) in CH 2 Cl 2 (100mL) at -78ºC was purged with oxygen for 5 min. Then, ozone was bubbled through the reaction for 4 h.
Triphenylphosphine (9.6 g, 36.5 mmol) was then added, and the reaction was allowed to warm to room temperature overnight. The solvent was removed at the rotary evaporator, cooling at 0ºC, and a mixture of ether:pentane, 3:2, was added to the residue and filtered
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through a pad of celite. The solvent was removed at vacuo and the residue purified by flash chromatography (ether:pentane, 3:2) to give the corresponding dialdehyde.
General procedure for the synthesis of C 2 -symmetric Bis-(sulfinyl)hexanediimines,
22,23.
To a solution of the corresponding sulfinamide, 4-7, (2 eq.) in THF was added Ti(OiPr) 4 (4 eq.), and then 1,6-hexanedialdehyde (1 eq.). When the starting material is consumed (24 h.), the reaction is poured into water, and after stirring, filtered through a plug of celite, and the filter cake was washed with AcOEt. The solvent is removed at vacuo and the residue purified by flash chromatography (AcOEt:Hexane, 1:1, to AcOEt). General procedure for the synthesis of C 2 -symmetric Bis-sulfinamides, 24-28.
(S,S)-N,N'-Bis-(isopropylsulfinyl)-
To a solution of the corresponding C 2 -symmetric Bis-sulfinylimine, 19-23, in
MeOH is added at 0ºC, sodium borohydride (2 eq.). After stirring for 30 min, acetone is added and the reaction is stirred another 5 min. The solvent is removed at vacuo and the residue is purified by flash chromatography. [5]. Davis, F. A.; Zhang, Y.; Andemichael, Y.; Fang, T.; Fanelli, D.; Zhang, H. J.Org. Chem. 1999, 64(4) , 1403.
(S,S)-1,3-Bis-(p-tolylsulfinamidemethyl
[6]. Liu, G.; Cogan, D.A.; Ellman, J. A. J. Am. Chem. Soc. 1997, 119, 9913 . 
